. 1 H-1 H COSY NMR spectrum (CD 2 Cl 2 , 600 MHz, 298 K) of compound 1. Figure S15 . 13 Figure S21 . Comparison of partial 1 H NMR spectra (CD 2 Cl 2 , 400 MHz, 298 K) of A) complex [Cu(1)] + = State II and B) after addition of 1.0 equiv. of TBA +• BF 4 to the solution of nanoswitch 1, the reaction mixture was heated at 40 °C for 5 min to ensure the formation of State III, a color change occurred from a greenish purple to orange red confirming detachment of azaterpyridine arm from the ZnPor unit of 1. Subsequently, the putative solution was reduced by BFD and 1 H NMR was measured. The NMR spectrum showed regeneration of State II. Figure S44 . In [Cu(1)] 2+ (disfavored constitutional isomer) the [Cu(fcbipy + )(phenAr 2 )] complex is stabilized by log K = 4.5, whereas the [Cu(azatpy)(phenAr 2 )] complex in [Cu(1)] 2+ = State III has a binding strength of log K = 7.4 (approximated from that in [Cu(7)] + ). 3 From log K = 2.9 one can derive that the equilibrium is 99.9% on the side of State III.
